Supplementary Figure 1 . Thickness profile of a film without DIO as a function of time, when annealed at the constant temperature of 100ºC, showing the slight (~ 1%) film contraction, compared to the pre-annealed thickness, on cooling from 100ºC to 25ºC.
Supplementary Figure 2 . Thickness profile of a BHJ film with DIO as a function of time, under room temperature.
Supplementary Figure 3 . Thickness profile of two films (one with DIO and the other without DIO) as a function of temperature, from 30ºC to 150ºC, corresponding to the first heating scan at a heating rate of 2ºC per minute.
Supplementary Figure 4 . Determination of the Tg of the BHJ film as the intercept of the thermal expansion lines above and below Tg as measured on cooling. It must be noted that when measuring these lines, DIO had been already completely removed from the film (with DIO) through evaporation. 
Supplementary

SANS -Mass Fractal model
The Mass Fractal (MF) model defines the scattering in terms of fractal aggregates consisting of spherical primary particles of radius R, such that:
where is the mass fractal dimension, is the fractal cut-off length, and is a scale factor that is also proportional to ∆ ∅ ∅ .
In Figure Suppl . Figure 7 is shown the fitting of the experimental data using the MF model. The corresponding fitting parameters are shown in Suppl. Table 1 . Supplementary Figure 9 . SANS intensity data (I(q)) as a function of scattering vector (q) for the non-annealed film and the film annealed for 5, 20 and 60 minutes (symbols).
The continuous lines represent fits to the MF model (see above). 
Supplementary Figure 11 . UV-Vis absorption of PffBT4T-2OD:PC71BM blend films before and after annealing for various time. All spectra are normalized based on the intensity of their 0-1 transition peak at ~640 nm. The inset shows the EQE results for no-TA and TA 5 min.
Supplementary Figure 12 . Photoluminescence spectra of PffBT4T-2OD:PC71BM blend films before and after annealing for various times. No TA TA for 3 minutes TA for 5 minutes TA for 10 minutes TA for 20 minutes TA for 60minutes
